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(54) THERMOPLASTIC ELASTOMER COMPOSITION AND MOLDED ARTICLES THEREOF 

(57) A thermoplastic elastomer composition con- 
taining 100 wt. parts, in total, of an ethyl ene-a-olef in 
copolymer rubber and a polyolefin resin, and 0.1 to 150 
wt. parts of at least one hydrogenated diene polymer 
having a hydrogenation degree of at least 70 % selected 
from the group consisting of hydrogenated conjugated 
diene polymers and hydrogenated products of random 
copolymers comprising conjugated dienes and aro- 
matic vinyl compounds in which the content of the aro- 
matic vinyl compound units is 25 wt. % or less, in which 
the composition has a complex dynamic viscosity V (1) 
of 1.5 x 10 5 poise or less, and a Newtonian viscosity 
index n of 0.67 or less. This composition provides 
molded articles which are not whitened on bending, and 
has good flexibility. 
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Description 

FIELD OF THE INVENTION] 

».•... 

5 The present invention relates to a thermoplastic elastomer composition and a molded article comprising the same. 

PRIOR ART 

Molded articles having complicated patterns such as leather grains or stitches are used as skin materials of interior 
10 parts of automobiles, and molded articles made of compositions comprising vinyl chloride resins are widely used as the 
skin materials. However, the molded articles of the vinyl chloride resins generate hydrogen chloride gas and the like 
when they are incinerated after the use, and thus require specially designed incinerators. 

To solve such problems, thermoplastic elastomer molded articles comprising an ethylene-a-olefin copolymer rub- 
ber and a polyolefin resin are proposed (EP-A-479 580 and EP-A-482 778). However, the thermoplastic elastomer 
75 molded articles are more easily whitened on bending than the vinyl chloride resin molded articles. Thus, the molded 
articles tend to have poor appearance since they are whitened at portions which have been bent when they are 
released from a mold after their production, or they are pre-forrned in desired shapes. Furthermore, the thermoplastic 
elastomer molded articles doesn't have enough flexibility and poor feeling when touched. 

20 SUMMARY OF THE INVENTION 

An object of the present invention is to provide a thermoplastic elastomer composition which provides a molded 
article that is not easily whitened on bending and has good flexibility. 

Another object of the present invention is to provide a molded article of a thermoplastic resin composition, which is 
25 not easily whitened on bending and has good flexibility. 

According to the first aspect, the present invention provides a thermoplastic elastomer composition comprising: 

100 wt parts, in total, of an ethylene-a-olefin copolymer rubber and a polyolefin resin, and 
0.1 to 150 wt. parts of at least one hydrogenated diene polymer having a hydrogenation degree of at least 70 % 
30 selected from the group consisting of hydrogenated conjugated diene polymers and hydrogenated products of ran- 
dom copolymers comprising conjugated dienes and aromatic vinyl compounds in which the content of the aromatic 
vinyl compound units is 25 wt. % or less, wherein said composition has a complex dynamic viscosity r\* (1) of 1 .5 
x 10 5 poise or less, and a Newtonian viscosity index n of 0.67 or less. 

35 According to the second aspect, the present invention provides a molded article comprising the above thermoplas- 
tic elastomer composition according to the present invention. 

According to the third aspect, the present invention provides a molded article produced by powder molding the 
powder of the above thermoplastic elastomer composition according to the present invention. 

According to the fourth aspect, the present invention provides a method for producing a molded article comprising 
40 powder molding the powder of the above thermoplastic elastomer composition according to the present invention. 

DETAILED DESCRIPTION OF THE INVENTION 

The ethylene-a-olefin copolymer rubbers contained in the thermoplastic elastomer composition of the present 
45 invention are amorphous copolymers obtained by copolymerizing ethylene and an a-olef in as essential monomers, and 
optionally other polymerizable monomer such as a non-conjugated diene. 

Examples of the a-olef ins are a-olofins having 3 to 10 carbon atoms such as propylene, 1-butene. 3-methyl-1- 
butene, and the like. Examples of the non- conjugated diene are those having 5 to 1 5 carbon atoms such as dicyclopen- 
tadiene, ethylidenenorbornene, 1 ,4-hexadiene, cycloocatadiene, m ethyl enenorbornene, andth6 like. 
so Examples of the ethyiene-a-olefin copolymer rubbers are ethylene-propylene copolymer rubbers, ethylene-propyl- 
ene-ethylidenenorbornene copolymer rubbers (hereinafter referred to as "EPDM") and the like. Among them, EPDM is 
preferable since it can give a thermoplastic elastomer composition which provides molded articles having good heat 
resistance, tensile properties, and the like. 

The ethylene-a-olefin copolymer rubbers may be crosslinked. The crosslinking can be carried out by any known 
55 method. 

The polyolefin resins mean crystallizable polymers comprising at least one olefin. 

Examples of the olefins are those having 2 to 8 carbon atoms such as ethylene, propylene, butene, and the like. 
Examples of the polyolefin resins are polypropylene, propylene-ethylene copolymers, copolymers of propylene and 
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an a-olefin other than propylene (e.g. butene), and the like. Among them, the propylene-ethylene copolymers are pref- 
erable since they can give the thermoplastic elastomer compositions which provide molded articles having good heat 
resistance. 

The polyolefin resins may be crosslinked. Also, the crosslinking of the polyolefin resins can be carried out by any 
£ known method. 

When molded articles are produced using the powder of the thermoplastic elastomer composition of the present 
invention by the below described powder molding method, the melt flow rate (measured according to J IS K-7210 at 
230°C under the load of 2.16 kg; hereinafter referred to as "MFFT) of the polyolefin resins is preferably at least 20 g/10 
min., more preferably at least 50 g/10 min. 
w The hydrogenated diene polymers used in the present invention can be obtained by hydrogenating conjugated 
diene polymers or random copolymers comprising a diene and an aromatic vinyl compound. 

The conjugated diene polymers mean polymers obtained by polymerizing at least one conjugated diene. Examples 
of the conjugated dienes are those having 4 to 8 carbon atoms such as butadiene, isoprene, pentadiene, 2,3-dimethyl- 
butadiene, and the like. 

75 Examples of the conjugated diene polymers are polybutadiene, polyisoprene, polypentadiene, and the like. 

The random copolymers comprising the diene and aromatic vinyl compound mean random.copolymers of a conju- 
gated diene as described above, and at least one aromatic vinyl compound. 

The aromatic vinyl compounds may be substituted with an alkyl group such as a methyl group at the 1 - or 2-position 
of the vinyl group. Examples of the aromatic vinyl compounds are those having 8 to 12 carbon atoms such as styrene, 
20 p-methylstyrene, a-m ethyl styrene, and the like. 

Examples of the random copolymers comprising the diene and aromatic vinyl compound are random copolymers 
of butadiene and styrene, random copolymers of isoprene and styrene, random copolymers of butadiene and p-meth- 
ylstyrene, and the like. «: 

The content of the aromatic vinyl compound units in the random copolymers comprising the diene and aromatic 
25 vinyl compound is generally 25 wt. % or less, preferably 20 wt. % or less. When this content exceeds 25 wt. %, molded 
articles obtained by molding the thermoplastic elastomer compositions tend to be easily whitened on bending. . 

The conjugated diene units in the conjugated diene polymers or random copolymers comprising the diene and aro- 
matic vinyl compound include conjugated diene units having an olefinic unsaturated bond in a side chain, and conju- 
gated diene units having an olefinic unsaturated bond in the backbone, depending on the polymerization sites of the 
30 conjugated dienes. The percentage of the number of the conjugated diene units having the olefinic unsaturated bond 
in the side chain is between 5 to 95 %, preferably between 30 and 95 %, more preferably between 40 and 90 %, of the 
number of all the conjugated diene units. • 

The conjugated diene polymers or random copolymers comprising the diene and aromatic vinyl compound may be 
easily prepared by any known method. For example, the conjugated diene polymers can be prepared by polymerizing 
35 a conjugated diene in a hydrocarbon solvent through a living anionic polymerization, and the random copolymers com- 
prising the diene and aromatic vinyl compound can be prepared by polymerizing a conjugated diene and an aromatic 
vinyl compound through a living anionic polymerization (see, for example, JP-A-2-36244). 

In the living anionic polymerization, polymerization initiators such as organic lithium compounds are usually used. 
Examples of the organic lithium compounds are alkyllithium such as n-butyllithium, sec.-butyllithium, tert-butyllithium, 
40 and the like. f 

Examples of the hydrocarbon solvents are aliphatic hydrocarbons such as hexane, heptane, etc.; alicyclic hydro- 
carbons such as methylcyclopentane, cyclohexane, etc.; aromatic hydrocarbons such as benzene, toluene, xylene, 
etc.; unsaturated aliphatic hydrocarbons such as 2-methylbutene-1, 2-methylbutene-2, etc.; and the like. 

The living anionic polymerization can be carried out in a batch or continuous manner. The polymerization temper- 
45 ature is usually between 0 and 120°C. 

The percentage of the number of the conjugated diene units having the olefinic unsaturated bonds in the side 
chains based on the total number of the conjugated diene units can be, easily controlled by using ethers; tertiary 
amines; alkoxides, phenoxides or sulfonate salts of alkali metals (e?g sodium, potassium, etc.); or the like and ade- 
quately selecting their kinds and amounts in the Jiving anionic polymerization. *. 
so Furthermore, the molecular weights of the polymers can be increased by the addition of polyfunction^ coupling 
agents or crosslinking agents just before the termination of polymerization: 

Examples of the coupling agents are tetrachlorosilicon, butyltrichlorosilicon, tetrachlorotin, butyltrichlorotin, tetra- 
chlorogermanium, bis(trichlorosilyl)ethane, and the like, and examples of the crosslinking agents are divinylbenzene, 
diesters of adipic acid, epoxidized liquid butadiene, epoxidized soybean oil, epoxidized Jinseed oil. tolylene diisocy- 
55 anate, diphenylmethane diisocyanate, 1 ,2,4-benzene triisocyanate, and the like. 

The conjugated diene polymers or random copolymers comprising the diene and aromatic vinyl compound can be 
hydrogenated by reacting the polymers with hydrogen in hydrocarbon solvents in the presence of hydrogenation cata- 
lysts under a hydrogen pressure of 1 to 100 kg/cm 2 at a temperature of 20 to 150°C (see, for example, JP-A-2-36244). 
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Examples of the hydrogenation catalysts are catalysts comprising noble metals (e.g. palladium, ruthenium, rho- 
dium, platinum, etc.) supported on carriers (e.g. silica, carbon, diatomaceous earth, etc.), complexes of noble metals 
(e.g. palladium, ruthenium, rhodium, platinum, etc.), catalysts comprising organic carboxylate salts of. cobalt or nickel, 
and organic aluminum or lithium compounds, catalysts comprising titanium compounds (e.g. dicyclopentadienyltita- 
5 nium dichloride, dicyclopentadienyldiphenyltitanium, dicyclopentadienyltitanium ditolyl, dicyclopentadienyltitanium 
dibenzyl, etc.) and organic metal compounds of lithium, aluminum, magnesium, etc., and the like. 

The above hydrogenation process hydrogenates the olefinic unsaturated bonds in the side chains or backbones of 
the conjugated diene polymers or random copolymers comprising the diene and aromatic vinyl compound, and thus the 
hydrogenated diene polymers used in the present invention are obtained. The hydrogenation degree of the hydrogen- 
10 ated diene polymers should be at least 70%. 

Herein, the hydrogenation degree means the percentage of the hydrogenated olefinic unsaturated bonds based on 
the number of the olefinic unsaturated bonds in the side chains or backbones before hydrogenation. 

The hydrogenation degree is preferably at least 90 %, more preferably at least 95 %. 

The hydrogenated diene polymers may be crosslinked. The hydrogenated diene polymers can be crosslinked by 
15 any known method. 

The thermoplastic elastomer composition of the present invention contains 0.1 to 150 wt. parts of the hydrogenated 
diene polymer per 100 wt. parts of the total amount of the ethylene-a-olefin copolymer rubber and polyolefin resin. Pref- 
erably, the amount of the hydrogenated diene polymer is between 3 and 100 wt. parts, when the ethylene-a-olefin 
copolymer rubbers are not crosslinked, or between 3 and 50 wt. parts when the ethylene-a-olefin copolymer rubbers 
20 are crosslinked. When the amount of the hydrogenated diene polymer is less than 0.1 wt. part, the compositions have 
the low flexibility and thus tend to provide molded articles which are easily whitened on bending. When the amount of 
the hydrogenated diene polymer exceeds 1 50 wt. parts, the compositions tend to provide molded articles having tack- 
iness 

The weight ratio of the ethylene-a-olefin copolymer rubbers to the polyolefin resins is usually between 5:95 and 
25 80:20. 

The thermoplastic elastomer compositions of the present invention may be prepared, for example, by kneading the 
ethylene-a-olefin copolymer rubbers, polyolefin resins, and hydrogenated diene polymers. Alternatively, the hydrogen- 
ated diene polymers may be added to the beforehand prepared mixture of the ethylene-a-olefin copolymer rubbers and 
polyolefin resins, and then kneaded. 

30 When the ethy!ene-a -olefin copolymer rubbers are to be crosslinked, the uncrosslinked ethylene-a-olefin copoly- 
mer rubbers and polyolefin resins are kneaded and then dynamic crosslinked with the addition of the crosslinking 
agents, and thereafter the hydrogenated diene copolymers are added, and the mixture is kneaded. Alternatively, the 
uncrosslinked ethylene-a-olefin copolymer rubbers, polyolefin resins and hydrogenated diene polymers are kneaded, 
and then dynamic crosslinked with the addition of the crosslinking agents. 

35 Examples of the crosslinking agents are organic peroxides such as dialkylperoxides (e.g. 2,5-dimethyl-2,5-di(tert - 
butylperoxy)hexane, etc.). The amount of the crosslinking agents is usually 1 wt. part or less, preferably 0.8 wt. part or 
less, per 100 wt. parts of the totai amount of the ethylene-a-olefin copolymer rubbers and polyolefin resins. 

The ethylene-a-olefin copolymer rubbers are suitably crosslinked by the dynamic crosslinking with the crosslinking 
agents in the presence of crosslinking aids, and the thermoplastic elastomer compositions having good heat resistance 

40 and melt flow properties can be obtained. 

Examples of the crosslinking aids are bismaleimide compounds. The amount of the crosslinking aids is usually 1 .5 
wt. parts or less, preferably 0.8 wt. part or less per 100 wt. parts of the total amount of the ethylene-a-olefin copolymer 
rubbers and polyolefin resins. . 

When the crosslinking aids are used, the amount of the crosslinking agents is usually 0.8 wt. part or less, preferably 

45 0.6 wt. part of less per 100 wt. parts of the total amount of the ethylene-a-olefin copolymer rubbers and polyolefin res- 
ins. ^ ■ r : r 

For dynamic crosslinking, continuous kneading apparatuses such as single or twin screw kneaders can be used, 
and the mixture is kneaded while heating, for example, at a temperature in the range between 150 and 250°C. 

The ethylene-a-olefin copolymer rubbers are preferentially crosslinked by the dynamic crosslinking. The polyolefin 
so resins may be crosslinked. Furthermore, the hydrogenated diene polymers may be crosslinked, when the ethylene-a- 
olefin copolymer rubbers, polyolefin resins and hydrogenated polymers are kneaded and then dynamic crosslinked. 

The thermoplastic elastomer compositions of the present invention may contain additives such as mineral oil base 
softeners; phenol, sulfite, phenylaikane, phosphite, amine or amide base heat stabilizers; anti-aging agents; weathering 
agents; antistatic agents; lubricants such as metal soaps, waxes, etc.; internal mold release agents; pigments for color- 
55 ing; and the like. The additives may be contained in the ethylene-a-olefin copolymer rubbers, polyolefin resins or hydro- 
genated polymers, or compounded during the above kneading or dynamic crosslinking, or the post-kneading. 

Among the additives, the mineral oil base softeners are preferably used, since the thermoplastic elastomer compo- 
sitions containing them have good melt f lowability, and the obtained molded articles have good flexibility. The use of the 
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ethylene-a-olefin copolymer rubbers containing the mineral oil base softeners, that is, oil-extended olef inic copolymer 
rubbers, facilitates the above kneading and dynamic crosslinking. 

The thermoplastic elastomer compositions of the present invention-should have a complex dynamic viscosity V (1 ) 
of 1.5 x 10 5 poise or less, preferably t x 10 5 poise or less, more preferably 1 x 10* poise or less, when measured at a 
5 temperature of 250°C and a frequency <d of 1 radian/sec. ■ 

Herein, the complex dynamic viscosity ti*(<d) is calculated according to the equation (1): 

»-.■.- 

* » 

^(m) = {[G-(m)] z + [G"(< i >)f} v? (1) 

■ ■ ■ 

10 wherein G'(a>) and G"(<o) are a storage viscoelasticity and a loss viscoelasticity, 7 respectively at a temperature of 250°C 
and a frequency ca 

When r|*(1 ) exceeds 1.5 x 10 5 poise, the melt flowability of the thermoplastic elastomer composition decreases, 
and thus it is difficult to produce molded articles by molding methods in which a shear rate during molding is 1 sec.' 1 or 
less, such as powder molding methods. 
15 The thermoplastic elastomer composition of the present invention should have a Newtonian viscosity index n of 
0.67 or less, preferably 0.6 or less. 

Herein, the Newtonian viscosity index n is calculated according to the equation (2): 

;r. - nHlog^(l)-logV(l00)}/2 (2) 

wherein t|*(100) is a complex dynamic viscosity measured at a temperature of 250°C and a frequency <o of 100 
radian/sec. • ■' > •: r-^ .. --. ■' -r • '- ■ •■ ■ ■■ 

When the Newtonian viscosity index n exceeds 0.67, the mechanical strength of the produced molded articles 
tends to decrease. ■ - . S J v 

25 Thermoplastic elastomer compositions of the present invention which satisfy the above physical properties 
expressed by the complex dynamic viscosity and Newtonian viscosity index can be prepared by suitably selecting the 
degrees of the kneading and dynamic crosslinking, the kinds and amounts of the components which constitute the ther- 
moplastic elastomer compositions, the kinds and amounts of the crosslinking agents and/or crosslinking aids used in 
the dynamic crosslinking; the kinds and amounts of the additives; and the like. Among them, the shear rate during the 

30 kneading and dynamic crosslinking has large influences on the above physical properties. It is preferable to knead and 
dynamic crosslink the mixture at a shear rate of at least 1 x 10 3 sec.* 1 . 

Molded articles can be easily produced by molding the thermoplastic elastomer compositions of the present inven- 
tion. A typical example of the molding method is powder molding of the powder of the thermoplastic elastomer compo- 
sition. 

35 The powders of the thermoplastic elastomer compositions can be produced by, for example, a freeze-grinding 
method comprising the steps of cooling the thermoplastic elastomer compositions to their glass transition temperature 
or less, preferably -70°C or less, more preferably -90°C or less, and grinding the compositions while maintaining the 
cooled state. When the thermoplastic elastomer compositions are ground at a temperature higher than their glass tran- 
sition temperature, the particle sizes of the obtained powders become less uniform, and thus, it may be difficult to carry 

40 out the powder molding. For the grinding of the thermoplastic elastomer compositions while maintaining the cooled 
state, it is preferable to employ grinding methods which generate less heat, for example, mechanical grinding methods 
using impact grinders such as ball mills. 

The powders of the thermoplastic elastomer compositions have a particle size which passes through the 24 mesh 
(opening: 700 jim x 700 ^m) of the Tyler standard sieve, preferably through the 28 mesh (opening: 590 ^irn x 590 um). 

45 The obtained powders of the thermoplastic e!astomer compositions are preferably used in the powder molding 
since they can be easily molten by the heat supplied from molds even at a low shear rate and under low molding pres- 
sure. :.. - ■•. -r .. . 

The powder molding methods include a f luidized bed dip coating method, an electrostatic coating method, a pow- 
der spray coating method, a rotational powder molding method, a powder slush molding method, and the like. 

50 For example, the powders of the thermoplastic elastomer compositions may be powder molded as follows: 

A mold which may have complicated designs on its molding surface is heated to a temperature higher than the melt 
temperature of the thermoplastic elastomer composition. Then, the powder of the thermoplastic elastomer composition 
is supplied on the molding surface of the mold; and the powder particles are fused together to form a sheet form melt 
on the molding surface. After that, the excessive portion of the powder which is not fused is recovered. The mold may 

55 be further heated after the recovery of the powder. Thereafter, the mold is cooled and the article is released from the 
mold to obtain the desired molded article. 

The heating methods of the molds include a gas heating furnace method, a heat transfer medium-circulation 
method, a dipping method in a heat transfer medium or hot f luidizing sand, a radiofrequency induction heating method, 
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and the like. 

The mold temperature for fusing the powder onto the mold is usually between 150 and 300°C, preferably between 
1 90 and 270°C. A time from the supply of the powder onto the molding surface of the mold to the recovery of the powder 
is not limited, and may be determined according to the sizes and thicknesses of the articles to be molded. 
s The obtained molded articles are not whitened on bending during the release from the mold, and have good flexi- 

bility. 

EFFECTS OF THE INVENTION 

10 The thermoplastic elastomer composition of the present invention provides molded articles which are not whitened 
on bending during the release from the mold, and have good flexibility. 

* * 

■ * * 

EXAMPLES 

75 The present invention will be illustrated by the following examples, which do not limit the scope of the present inven- 
tion in any way. 

The thermoplastic elastomer compositions and molded articles were evaluated as follows: 
[1] Complex dynamic viscosity r|* (1) and Newtonian viscosity index n 

20 

A storage viscoelasticity G'(co) and a ioss viscoelasticity G"(<d) were measured at a frequency <o of T radian/sec. or 
100 radian/sec. using a dynamic analyzer (RDS-7700 manufactured by Rhecmetrix), and complex dynamic viscosities 
r|* (1) and r\* (100) were calculated, respectively, according to the above equation (1). 

The measurements were carried out with a parallel plate mode, at an applied strain of 5 % and a sample tempera- 
25 ture of 250°C. 

A newtonian viscosity index n was calculated from y\* (1) and if (100) according to the above equation (2). 
[2] Flexibility of molded articles 

30 A molded article having a thickness of 1 mm was cut to a piece of 1 cm x 5 cm, and ten pieces were laminated. 
Then, Shore A hardness of the laminate was measured according to JIS K-6301 . 

[3] Whitening on bending 

35 A molded article having a thickness of 1 mm was cut to a piece of 1 cm x 5 cm, and bent under a load of 500 g or 
1 kg. After one minute, the load was removed, and the width of whitened portion was measured and ranked according 
to the following criteria: 

1 : Width of the whitened portion being 2 mm or more. 
40 2. Width of the whitened portion being 1 mm or more but iess than 2 mm. 

3. Width of the whitened portion being less than 1 mm. 

4. No whitened portion. 

Reference Example 1 

45 

An oil-extended EPDM (50 wt. parts), which comprises 100 wt. parts of EPDM (content of propylene units = 28 wt. 
%; iodine value = 12) and 100 wt. parts of a mineral oil base softener (DIANAPROCES PW-380 manufactured by IDE- 
MITSU KOSAN Co., Ltd.), a propylene-ethylene random copolymer resin (content of ethylene units = 5 wt. %; MFR = 
90 g/10 min.) (50 wt. parts), and a crosslinking agent (SUMIFINE BM, a bismaleimide compound manufactured by 

so Sumitomo Chemical Co., Ltd.) (0.4 wt. parts) were kneaded with a Banbury mixer for 1 0 minutes, and pelletized with an 
extruder, and a master batch was obtained. 

To the master batch (100 wt. parts), an organic peroxide (SANPEROX APO, 2,5-dimethyl-2,5-di(tert.-butylper- 
oxy)hexane manufactured by SANKEN KAKO KABUSHIKIKAISHA) (0.1 wt. part) was added, and the mixture was 
dynamic crosslinked with a twin-screw extruder (TEX-44 manufactured by NIPPON SEIKOSHO) at 220°C, and a com- 

55 position (ti* (1) = 5.2 x 10 3 poise; n = 0.31) was obtained and cut with a cutter. Thus, pellets were obtained. 
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Example 1 

The pellets obtained in Reference Example 1 (100 wt. parts) and a hydrogenated diene polymer (DYNARON 
1320P, hydrogenated butadiene-styrene random copolymer manufactured by NIPPON SYNTHETIC RUBBER Co., Ltd. 
5 content of styrene unit = 10 wt. %; hydrogenation degree = 99 %; V (1) = 2.1 x 10 4 poise; n = 0.23) (5 wt. parts) were 
melt kneaded with a 40 mm0 extruder at 180°C, and a thermoplastic elastomer composition was obtained. Then, the 
composition was cut with a cutter, and pellets were obtained. 

The pellets were cooled to -120°C with liquid nitrogen, and ground while maintaining the cooled state, and the pow- 
der of the thermoplastic elastomer composition (passing the 32 mesh (opening: 500 urn x 500 ^m) of the Tyler standard 
10 sieve) was obtained. 

The powder of the thermoplastic elastomer composition (1000 g) was supplied onto a molding surface of a nickel 
electroforming grain board (30 cm x 30 cm, thickness of 3 mm) which had been heated to a surface temperature of 
250°C, and unfused excessive powder was removed from the board after 1 4 seconds. 

Then, the board carrying the fused powder was heated in a furnace kept at 250°C for 60 seconds, followed by cool- 
15 ing, and an article was released from the board. A sheet-form molded article having a thickness of 1 mm was obtained. 
The results of the evaluations of the thermoplastic elastomer composition and molded article are shown in Table 1 . 

Examples 2-5 and Comparative Examples 1-2 

20 A thermoplastic elastomer composition was prepared, and a molded article was produced in the same manners as 
in Example 1 except that the amount of the hydrogenated diene polymer was changed as shown in Table 1 . The results 
of the evaluations of the thermoplastic elastomer composition and molded article are shown in Table 1 . 

Example 6 

25 

To the master batch obtained in Reference Example 1 (100 wt. parts), an organic peroxide (SANPEROX APO, 2,5- 
dimethyl-2,5-di(tert.-butylperoxy)hexane manufactured by SANKEN KAKO KABUSHIKIKAISHA) (0.1 wt. part) and a 
hydrogenated diene polymer (DYNARON 1320P) (5 wt. parts) were added, and the mixture was dynamic crosslinked 
with a twin-screw extruder (TEX-44 manufactured by The Japan Steel Works, Ltd.) at 220°C, and a composition (if (1) 
30 = 4.0 x 1 0 3 poise; n = 0.31 ) was obtained and cut with a cutter. Thus, pellets were obtained. 

The pellets were cooled to -1 20°C with liquid nitrogen, and ground while maintaining the cooled state, and the pow- 
der of the thermoplastic elastomer composition (passing the 32 mesh of the Tyler standard sieve) was obtained. 

Then, a molded article was produced in the same manner as in Example 1 except that the above obtained powder 
of the thermoplastic elastomer composition was used in place of the powder of the thermoplastic elastomer composi- 
35 tion obtained in Example 1. 

The results of the evaluations of the thermoplastic elastomer composition and molded article are shown in Table 1 . 

Comparative Examples 3 and 4 

40 A thermoplastic elastomer composition was prepared, and a molded article was produced in the same manners as 
in Example 1 except that an ethylene-propylene random copolymer (SPO V0141 manufactured by Sumitomo Chemical 
Co., Ltd. content of propylene units = 27 wt. %; rf (1) = 5.2 x 10 4 poise; n = 0.2) (20 wt. parts) and a styrene-butadien 
random copolymer (SBR 1502 manufactured by Sumitomo Chemical Co., Ltd. content of styrene units = 23 wt. %; ti* 
(1) = 3.1 x 10 5 poise; n = 0.62) (20 wt. parts) were used. The results of the evaluations of the thermoplastic elastomer 

45 composition and molded article are shown in Table 1 . 
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Table 1 



Example No. 


Hydrogenated diene 
copolymer 


Thermoplastic elastomer 
composition 


Molded article 






ii (1) (poise) 


n 


Flexibility 


Whitening under 












500 g 


1 kg 


Ex. 1 


5 


4.4 x 1 0° 


0.23 


89 


4 


3 


Ex. 2 


10 


3.7 x 10^ 


0.20 


88 


4 


4 


Ex.3 

< 


20 




0. lU 


OD 


4 


4 


Ex. 4 


40 


4.5 x 1 0 3 


0.14 


82 


4 


4 


Ex. 5 


80 


6.5 x 10 3 


0.15 


80 


4 


4 


Ex. 6 


5 


4.0 x10 3 


0.25 


89 


3 


3 


C. Ex. 1 


0 


5.2 x 10 3 


0.31 


92 


2 


2 


C. Ex. 2 


0.05 


5.1 x10 3 


0.31 


92 


2 


2 


C. Ex. 3 


(SPO V0141) 


2.6 x1C 4 


0.38 


88 


1 


1 


C. Ex. 4 


(SBR 1052) 


1.5 x 10 4 


0.42 


88 


1 


1 



25 Comparative Examples 5-9 

A thermoplastic elastomer composition was prepared, and a molded article was produced in the same manners as 
in Example 1 except that, in place of the hydrogenated diene polymer (DYNARON 1320P), a hydrogenated butadiene- 
styrene random copolymer (DYNARON 1910P manufactured by NIPPON SYNTHETIC RUBBER Co., Ltd. content of 

30 styrene units = 30 wt. %; hydrogenation degree = 99 %; t|* (1 ) = 8.4 x 1 0 3 poise; n = 0. 1 2) (20 wt. parts); a hydrogenated 
styrene-butadiene-styrene block copolymer (KRAYTON G1657X manufactured by SHELL CHEMICAL Co., Ltd. content 
of styrene units = 13 wt. %; hydrogenation degree = 99 %; r\* (1) = 7 x 10 3 poise; n = 0.1) (20 wt. parts); a hydrogenated 
styrene-isoprene-styrene block copolymer (SEPTON 2043 manufactured by KURARAY Co., Ltd. content of styrene 
units * 20 wt. %; hydrogenation degree = 99 %; if (1) = 1 .3 x 10 3 poise; n = 0.63) (20 wt. parts); a styrene-butadiene- 

35 crystalline polyethylene block copolymer (DYNARON E4600P manufactured by NIPPON SYNTHETIC RUBBER Co.. 
Ltd. content of styrene units = 20 wt. %; hydrogenation degree = 99 %; rj* (1 ) = 7.2 x 10 3 poise; n = 0.21 ) (20 wt. parts); 
or a crystalline polyethylene-butadiene-crystalline polyethylene block copolymer (DYNARON E6100P manufactured by 
NIPPON SYNTHETIC RUBBER Co., Ltd. hydrogenation degree = 99 %; n* (1) = 7.2 x 10 3 poise; n = 0.21) was used, 
respectively. The results of the evaluations of the thermoplastic elastomer composition and molded article are shown in 

40 Table 2. 



Table 2 ? 



Example No. 


Polymer 


Thermoplastic elastomer 
composition 


Molded article 






ti*(1) (poise) 


n 


Flexibility 


Whitening under 












500 g 


1 kg 


C. Ex. 5 


DYNARON 191 OP. 


.. 1.1 x 10 4 


0.34 


88 






C. Ex. 6 


KRAYTON G1657X 


1.0 x10 4 


'» 0:34 " 


88 






C. Ex. 7 


HYBLAR HVS-3 


1.2 x10 4 


0.44 


88 






C. Ex. 8 


DYNARONE4600P 


1.7x10 4 


0.34 


88 






C. Ex. 9 


DYNARON E6100P 


'3:9x 10 4 


0.42 


89 
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Reference Example 2 



An ethylene-propylene copolymer resin (content of ethylene units = 4.5 wt. %; MFR = 90 g/10 min.) (66.7 wt. parts) 
and an ethylene-propylene copolymer rubber (SPO V0141 manufactured by Sumitomo Chemical Co., Ltd. content of 
5 propylene units = 27 wt. %; MFR = 0.7 g/10 min.) (33.3 wt. parts) were kneaded with a twin-screw kneader at a shear 
rate of 1.2 x.10 3 sec.* 1 , at 200°C, and a composition fa* (1) = 2.7 x 10 3 poise; n = 0.08) was obtained. This composition 
was cut with a cutter, and pellets were obtained. 

Example 7 

w . .. . 

A thermoplastic elastomer composition was prepared, and a molded article was produced in the same manners as 
in Example 1 except that the pellets of the composition prepared in Reference Example 2 was used in place of the pel- 
lets of the composition prepared in Reference Example 1 , and the amount of the hydrogenated diene polymer 
(DYNARON 1320P) was changed to 66.7 wt. parts. The results of the evaluations of the thermoplastic elastomer com- 

15 position and molded article are shown in Table 3. 

Comparative Example 10 

A thermoplastic elastomer composition wasprepared; and a molded article was produced in the same manners as 
20 in Example 7 except that no hydrogenated diejie polymer was used. The i results of the evaluations of the thermoplastic 
elastomer composition and molded article are shown in Table 3. 

Comparative Example 11. 

25 A thermoplastic elastomer composition was prepared and a molded article was produced in the same manners as 
in Example 7 except that a hydrogenated styrene-butadiene-styrene block copolymer (KRAYTON G1657X manufac- 
tured by SHELL CHEMICAL Co., Ltd. content of styrene units = 13 wt. %; hydrogenation degree ^99%;. (J) = 7 x 
10 3 poise; n = 0.1) (66.7 wt: parts) was used in place of the hydrogenated diene polymer, The results of the evaluations 
of the thermoplastic elastomer composition and molded article are shown in Table 3. 

30 ■ ■■■ "i ■• ..' / ./.-- L • ■: • ... ■ • -V <• •• S 

r 

Comparative Example 12 

A thermoplastic elastomer composition was prepared, and a molded article was produced in the same manners as 
in Example 7 except that a hydrogenated styrene-isoprene-styrene block copolymer (HYBLAR HN/S-3 manufactured by 
35 KURARAY Co., Ltd. content of styrene units = 20 wt. %; hydrogenation degree = 99 %; t)* (1) = 1.3 x 10 3 poise; n = 
0.63) (25 wt. parts) was used in place of the hydrogenated diene polymer. The results of the evaluations of the thermo- 
plastic elastomer composition and molded article are shown in Table 3. 

* 

Comparative Example 13 

40 

A thermoplastic elastomer composition was prepared, and a molded article was produced in the same manners as 
in Example 7 except that an ethylene-propylene random copolymer (SPO V0141 manufactured by Sumitomo Chemical 
Co., Ltd. content of propylene units = 27 wt. %; t\* (1) = 5.2 x 10 4 poise; n = 0.2) (66.7 wt. parts) was used in place of 
the hydrogenated diene polymer. The results of the evaluations of the thermoplastic elastomer composition and molded 
45 article are shown in Table 3. 

Example 8 

> 

A composition (t|* (1) = 2.3 x 10 3 poise; n - G.08) was prepared in the same manner as in Reference Example 2 
so except that the amount of the ethylene-propylene copolymer resin was changed to 69 wt. parts, and the amount of the 
ethylene-propylene copolymer rubber was changed to 31 wt. parts, and then pellets were obtained. 

A thermoplastic elastomer composition was prepared and a molded article was produced in the same manners as 
in Example 1 except that the above obtained pellets (100 wt. parts) were used in place of the pellets obtained in Refer- 
ence Example 1 , and the amount of the hydrogenated diene polymer (DYNARON 1320P) was changed to 54 wt. parts. 
55 The results of the evaluations of the thermoplastic elastomer composition and molded article are shown in Table 3. 
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Table 3 



■ 

Example No. 


Polymer 

i 


Thermoplastic elastomer 
composition 


Molded article 


• 


* 


ti (1) (poise) 


n 


Flexibility 


.Whitening under 












500 g 


1 kg 


Ex. 7 


DYNARON 1320P 


5.0 x10 3 


0.17 


86 


4 


4 


C. Ex. 10 




2.7 x 10 3 


0.08 


92 


2 


1 


C. Ex. 1 1 


KRAYTON G1657X 


4.2 x10 3 


0.10 


87 


1 


1 


C. Ex. 12 


HYBLAR HVS-3 


5.4 x10 3 


0.13 


87 


1 


1 


C. Ex. 13 


SPO V0141 


6.7 xlO 3 


0.09 


87 


1 


1 


Ex.8 


DYNARON 1320P 


7.3 x10 3 


0.12 


88 


4 


4 



Claims 

1. A thermoplastic elastomer composition comprising: — 

■ » 

100 wt parts, in total, of an ethyl ene-a-olef in copolymer rubber and a polyolefin resin, and 
0.1 to 150 wt parts of at least one hydrogenated diene polymer having a hydrogenation degree of at least 70 
% selected from the group consisting of hydrogenated conjugated diene polymers and hydrogenated products 
of random copolymers comprising conjugated dienes and aromatic vinyl compounds in which the content of 
the aromatic vinyl compound units is 25 wt. % or less, wherein said composition has a complex dynamic vis- 
cosity ti* (1 ) of 1 .5 x 10 5 poise or less, and a Newtonian viscosity index n of 0.67 or less. 

2. A thermoplastic elastomer composition according to claim 1 , wherein a weight ratio of the ethyl ene-a-olef in copol- 
ymer rubber to the polyolefin resin is between 5:95 and 80:20. 

3. A molded article comprising a thermoplastic elastomer composition as claimed in claim 1 . 

4. A molded article produced by powder molding a powder of a thermoplastic elastomer composition as claimed in 
claim 1 . 

5. A method for producing a molded article comprising powder molding a powder of a thermoplastic elastomer com- 
position as claimed in claim 1. 
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